All spectroscopic data of the product were in agreement with those reported in the literature [5] .
Synthesis of tert-Butyl (2S,4R)-N-Boc-4-propargyloxyprolinate (2)
To a solution of tert-butyl (2S,4R)-N-Boc-4-hydroxyprolinate (1.00 g, 3.5 mmol) in anhydrous THF (50 mL) at −20 °C, sodium hydride (0.17 g NaH 60% in mineral oil, 4.2 mmol) was added.
The so-obtained mixture was stirred under nitrogen atmosphere for 1 h at −20 °C, after which propargyl bromide (0.46 mL propargyl bromide 80% in toluene, 4.1 mmol) was added dropwise.
The reaction mixture was allowed to slowly reach rt and stirred under nitrogen atmosphere for 16 h. The reaction was then quenched with methanol (5 mL) and subsequently with water (50 mL). After that, the mixture was extracted with ethyl acetate (3 x 50 mL), the organic layers were combined, treated with brine (25 mL) and dried over anhydrous Na 2 SO 4 . The crude product, obtained after filtration and evaporation of the solvents under reduced pressure, was purified by flash column chromatography on silica gel (hexanes/EtOAc 8:2) to afford 0.74 g (65% yield) of the title compound as a yellow oil.
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All spectroscopic data of the product were in agreement with those reported in the literature [6] .
Synthesis of azidomethyl resins (4a,b)
Resins 4a,b were prepared by reported procedures [6] . ) were used as starting materials for 4a and 4b, respectively. In each case, the extent of the resin functionalization with azide groups was calculated by using the %N determined by elemental analysis. water/methanol 1:1 (100 mL), methanol (100 mL), THF/methanol 1:1 (100 mL), THF (100 mL) and dichloromethane (100 mL). The resulting resin was dried in vacuo at 40 °C for 24 h, before being submitted to the next step.
2) General procedure for N-Boc and tert-butylester deprotection
The resin resulting from the previous step was swollen with 5 mL of CH 2 Cl 2 . After 10 min, 10 mL of trifluoroacetic acid was added and the evolution of the deprotection was followed by ATR-FTIR. The reaction mixture was filtered when the IR-signal of t-Bu and carbonyl groups had completely disappeared. After filtration, polystyrene-supported proline 1a,b was sequentially washed with THF (with 2% of Et 3 N, 100 mL), water (100 mL), THF (100 mL), THF/MeOH 1:1 (100 mL), MeOH (100 mL) and THF (100 mL). The solid was dried in vacuo for 24 h at 40 °C. 
